Recently, nucleoside derivatives of some simple 1,2,4-triazines have been prepared and their biological activities were reported. Some of these nucleosides possess cytotoxic, antivirial, enzyme inhibiting, immunosuppressive, antiphlogistic, antipsoriatic, and bacteriostatic activities [1] [2] [3] [4] . Most of the syntheses of such nucleosides, reported in literature involve the reaction of the mercury salts of the triazine dione derivatives with halosugars 5 < 6 , or the reaction of silyl derivatives with halosugars in the presence of Friedel Crafts catalysts [1] [2] [3] [4] .
In continuation of previous work on the synthesis of nucleoside derivatives of 1,2,4-triazine, we now have examined the reaction of tetra-O-acetyl-a-Dglucopyranosyl bromide (2) with some derivatives of 4-aryl-3-thioxo-5-oxo-2,3,4,5-tetrahydro-l,2,4-triazine. In alkaline medium the expected 3-(tetra-O-acetyl-D-glucopyranosylthio) derivatives (3) were not isolated, instead, 2-(tetra-0-acetyl-/?-D-glucopyranosyl)-3-thioxo-5-oxo-2,3,4,5-tetrahydro-1,2,4-triazines (4) were obtained in good yields.
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Thus when 4,6-diphenyl-3-thioxo-5-oxo-2,3,4,5-tetrahydro-l,2,4-triazine (la) is treated with 2 in
The assignment of structure to the product 4 a, follows from comparison of its UV spectrum with that of the previously known 2 methyl-4,6-diphenyl -3-thioxo-5 -oxo-2,3,4,5 -tetrahydro -1,2,4-triazine (5) and 3-methylmercapto-4,6-diphenyl-5-oxo-4,5-dihydro-1,2,4-triazine (6) . The UV spectra show that both the product 4 a and the model compound 5 exhibit similar spectra in ethanol; each absorbs at 342 and 280 nm. Such a similarity suggests that the structure of the product is Nglucoside (4a) and not S-glucoside (3 a).
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The fact that 4 a is readily converted into 2-(tetra-0 -acetyl -ß -D -glucopyranosyl) -4,6 -diphenyl -3,5 -dioxo-2,3,4,5-tetrahydro-l,2,4-triazine (7) by the action of hydrogen peroxide provides a further evidence that the glucosidic linkage is N and not S.
The NMR spectrum of 4 a in CDCI3 shows five groups of signals at d 2.0 (singlet, 12 H); 4.3 (singlet, 2 H), 5.0-6.2 (multiplet, 4 H), 6.9 (singlet, 1 H) and at 7.0-8.3 (multiplet, 10 H) ppm; these can be assigned convincingly to the different kinds of hydrogens in the molecule, simply, through inspection of intensities, position and fine structme of the bands. The sharpness and strong intensity of the signal at 2.0 ppm definitely relates this signal to the twelve hydrogens of the four acetoxy groups in the tetraacetate hexose moiety of the molecule. The signal near 4.3 ppm necessarily arises from the methylene hydrogens of the acetylated aldohexose residue. The intensities of the bands in the region 5.0-6.2 ppm clearly indicate that they arise from the fom hydrogens on the secondary carbons. The low field signal at 6.9 ppm is assigned to the anomeric hydrogen atom. The position of the signal is not surprising since it is attached to a carbon which is bonded to oxygen and nitrogen atoms, and consequently, its nucleus should be somewhat less shielded. These assignments are in agreement with those reported in literature on acetylated sugars 7 . The multiplet in the region 7.0-8.3 ppm is undoubtedly due to the ten aromatic protons of the two phenyl rings. The relative position of the anomeric hydrogen signal with respect to that of the twelve acetoxy hydrogen atoms {Ad -4.9 ppm) suggests that the anomeric hydrogen of 4 a exists in axial conformation, that is the glucose moiety of 4a is of tetra-0-acetyl-/9-D-glucopyranosyl. The assignment is based on the fact that A ö between the position of the anomeric hydrogen signal and that of acetoxy proton signals of the pentaacetate derivatives of a-D-glucopyranose and /3-D-glucopyranose are 3.27 and 4.20, respectively 7 .
These findings suggest that the reaction of 2 proceeds with inversion of configuration at the anomeric carbon atom. This presumption is not unreasonable as the 2-acetoxy group is in a cisconfiguration with respect to the bromine atom in 2, thus neighboring group participation that leads to retention of configuration at the anomeric carbon atom is not feasible.
4 a undergoes hydrolysis with sodium methoxide to give 2-/^D-ghicopyranosyl-4,6-diphenyl-3-thioxo-5-oxo-2,3,4,5-tetrahydro-l,2,4-triazine (8). 8 is further hydrolysed with 1 N HCl to 4,6-diphenyl-3-thioxo-5-oxo-2,3,4,5-tetrahydro-l,2,4-triazine (1 a).
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Similarly 6-phenyl-4-p-tolyl-3-thioxo-5-oxo-2,3,4,5-tetrahydro-l,2,4-triazine (lb) and 6-styryl-4-phenyl-3-thioxo-5-oxo-2,3,4,5-tetrahydro-l,2,4-triazine (lc) react with 2 to give the 2-tetra-0-acetyl-/3-D-glucopyranosyl derivatives (4b,c), respectively.
We, now, have prepared 6-furfurylidene-4-phenyl-3-thioxo-5-oxo-2,3,4,5-tetrahydro-1,2,4-triazine (ld) by the condensation of furfurylidene pyruvic acid with 4-phenylthiosemicarbazide.
ld reacts with ethyl iodide in alkaline medium to give 3-ethylmercapto-6-furfurylidene-4-phenyl-5-oxo-4,5-dihydro-1,2,4-triazine (9). On the other hand ld reacts with 2 to give 2-(tetra-0-acetyl-/?-Dglucopyranosyl)-6-furfmylidene-4-phenyl-3-thioxo-5-oxo-2,3,4,5-tetrahydro-l,2,4-triazine (4d).
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Experimental
All m.ps. are uncorrected. The UV spectra were measured, in ethanol, with Beckman spectrophotometer model 1R4. The IR spectra were recorded with a Unicam SP 1000 infrared spectrophotometer.
The NMR was determined in CDCI3 with 60 MHz NMR No. VN 1009 (5-60T) at two spectrum amplitude 10 and 25.
Action of tetra-O-acetyl-a-D-glucopyranosyl bromide (2) on la-d
General procedure: The following exemplifies the procedure. 1 a (0.01 mole) was dissolved in a solution of potassium hydroxide (0.011 mole) in 10 ml water and 10 ml acetone, then 2 (0.011 mole) was added. The reaction mixture was shaken for 1 /2 h and left overnight at room temperature. The solid obtained was collected and crystallized from ethanol as colourless fibers of 4a, m.p. 220 °C (cf. Table I ). IR spectrum of 4 a in CHCI3 shows two carbonyl bands at 1710 and 1760 cm -1 (amide and acetate C=0 respectively).
Action of hydrogen peroxide ow 4a
Compound 4 a (0.6 g) was dissolved in acetic acid (5 ml), then hydrogen peroxide (1.0 ml) was added. The reaction mixture was then boiled for two minutes, left to cool, and diluted with water. The precipitate obtained was crystallized from ethanol into colourless fibers of 7 m.p. 236 °C, yield ca. 80%, [a]3o -56.9 (C, 0.8868 CHCls). IR spectrum in CHCI3 shows bands at 1680, 1730 (the two amide C=0) and 1750 cm -1 (acetate C=0).
Analysis for C29H29N3O11
Calcd C 58.48 H 4.91 N 7.05, Found C 58.9 H 5.0 N 7.3.
Hydrolysis of la, with sodium methoxide
To a solution of sodium methoxide (prepared from 0.1 g sodium and 10 ml absolute methanol) was added 4 a (0.7 g). The reaction mixture was, then, refluxed for 1 minute and evaporated at room temperature. The residue obtained was crystallized from water as colourless needles of 8 as dihydrate, m.p. 236 °C, yield ca. 85%, Mff -13.1 (C 0.7592 ethanol). IR spectrum of 8 in KBr disc shows bands at 1650 (a,^-unsaturated C=0) and 3250-3600 cm -1 (OH bands). 
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Hydrolysis of 8 with HCl
8 (0.1 g) was refluxed for 45 h in 10 ml 1 N HCl. The hot solution was filtered and the precipitate collected was crystallized from dilute ethanol and proved to be la (m.p. and mixed m.p.). The filtrate, after cooling gave unchanged material (m.p. and mixed m.p.).
Reaction of furfurylidene pyruvic acid with 4-phenylthiosemicarbazide
A mixture of furfurylidene pyruvic acid (5.0 g) and 4-phenylthiosemicarbazide (5.0 g) was boiled in 750 ml water then alcohol was added till complete dissolution. The reaction mixture was then refluxed for 15 minutes. The precipitate formed was collected and crystallized from butanol into yellow needles of Id, m.p. 266 °C, yield ca. 50%.
Analysis for C15H11N3O2S
Found C 60.67 H 3.96 S 11.10, Calcd C 60.59 H 3.72 S 10.78.
Reaction of 1A with ethyl iodide
Id (1.0 g) was dissolved in alcoholic solution of potassium hydroxide (0.2 g potassium hydroxide in 15 ml ethanol). The solution was warmed then ethyl iodide (0.52 g) was added and the reaction mixture shaken till it precipitated a yellow product. The product was filtered and recrystallized from ethanol into yellow crystals of 9, m.p. 174 °C, yield ca. 65%. -0-acetyl-jS-D-glucopyranosyl)-3-thioxo-5-oxo-2,3,4,5-tetrahydro-1,2 
Table I. 2-(Tetra
